General Methods. Chemicals were purchased from Sigma-Aldrich (St. Louis, MO, USA) and used without further purification. N,N-dimethylformamide (DMF) and dichloromethane (DCM) were purchased from Fisher Scientific, and purified by passage under N 2 pressure through two packed columns of neutral alumina. 3,6-Bis(5-bromofuran-2-yl)-2,5-di(2-ethylhexyl)pyrrolo [3,4-c] pyrrole-1,4(2H,5H)-dione 3 S1 , 3,6-di-(furan-2-yl)pyrrolo [3,4-c] pyrrole-1,4(2H,5H)-dione 4 S1 , 2-(4,4,5,5-tetramethyl-1,3,2-dioxaborolanyl)azulene 8, S2 1-(4,4,5,5-tetramethyl-1,3,2-dioxaborolanyl)azulene 9, S2 4,4,5,5-tetramethyl-2-(naphthalenyl)-1,3,2-dioxaborolane 10 S3 , were prepared according to the procedure reported previously. Flash chromatography was performed using silica gel (particle size 40-63 μm). All compounds were characterized by 1 H NMR (600 MHz) and 13 C NMR (150 MHz) on
Varian 600 instruments with the solvent signal as internal reference with the spectra being acquired at room temperature. Chemical shifts and coupling constants are reported in ppm and in Hz, respectively. Microwave assisted reactions were conducted on a Biotage Microwave reactor at a frequency of 2.5 GHz. High-resolution mass spectrometry (HRMS) was performed on a Waters
GCT Premier Time of Flight Mass Spectrometer equipped with a field ionization source (12000 V extraction voltage), and the values reported represent the most abundant molecular ion. VG70
Magnetic Sector and Waters GCT Premier TOF instruments were used for low and high resolution mass analysis by electron ionization (EI). IR spectra was recorded on JASCO FT/IR 4200 spectrometer. UV-vis and fluorescence spectra were recorded on an Agilent 8453 and Varian Cary Eclipse Fluorescence spectrophotometer using quartz cuvettes and dichloromethane as a solvent, respectively. The excitation wavelength was set at 492 nm (for 4) or 562 nm (for 5) and the emission was recorded with the use of excitation and emission slits of 5 nm. Optical microscopy was collected using an Olympus CX equipped with a Motic CMOS camera. High-resolution X-ray diffraction was collected at Stanford Synchrotron Radiation Light source on beamline 2-1 with an incidence energy of 8 keV. The diffracted X-rays was collimated with two 1 mm Soller slits.
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Synthesis of DPP Conjugates 1, 2, and 5 (Scheme S1).
To a solution of 3,6-bis(5-bromofuran-2-yl)-2,5-di(2-ethylhexyl)pyrrolo [3,4-c] pyrrole-1,4(2H, 5H)-dione 3 S1 (65 mg, 0.10 mmol), 2-(4,4,5,5-tetramethyl-1,3,2-dioxaborolanyl)azulene 8 S2 (for 2) or 1-(4,4,5,5-tetramethyl-1,3,2-dioxaborolanyl)azulene 9 S2 (for 1) or 4,4,5,5-tetramethyl-2- 7, 13.9, 23.1, 23.6, 28.6, 30.4, 39.4, 46.6, 106.5, 109.9, 118.5 119.1, 123.1, 124.9, 125.2, 132.4, 134.7, 135.9, 136.2, 137.8, 139.1, 143.4, 143.7, 155.4, 161.3 23.6, 28.5, 30.4, 39.4, 46.8, 107.7, 113.0, 113.6, 123.4, 124.5, 132.7, 136.6, 137.0, 137.1, 141. 7, 14.0, 23.2, 23.6, 28.6, 30.4, 39.4, 46.8, 106.8, 109.7, 122.3 122.9, 123.5, 126.7, 126.8, 126.9, 127.9, 128.3, 128.8, 132.9, 133.3, 133.4, 144.3, 156.9, 161 
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Synthesis of Phenylazulenes 6 and 7 (Scheme S2).
To a solution of bromobenzene (47 mg 4, 123.7, 127.6, 128.2, 128.9, 135.9, 136.4, 136.5, 141.3, 149.9 4, 123.0, 123.3, 126.3, 128.6, 129.7, 131.3, 135.2, 135.6, 137.1, 137.3, 137.5, 138 Table S1 . UV-Vis absorption data for 1, 2, and 4-7 in CH 2 Cl 2 (1×10 -6 M) at rt. 
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Theoretical Calculations
Geometry optimizations were carried out using the Gaussian 09 quantum chemistry program package S4 at the B3LYP functional. S5 All compounds were fully optimized with the 6-31G* basis set. S6 Geometry optimizations were performed at the same level of the theory. The time-dependent density functional theory (TDDFT) calculations were conducted at the B3LYP/6-31G* level of theory. Plots of molecular orbitals and spin densities were constructed using the MOLEKEL program 4.1.
S7
0.0118
Oscillato r St ren g th Table S3 . TD-DFT calculation for 2-AzDPP 2' -6.574222 -6.852356 -8.295352 -8.414267 -8.855062 -10.18112 -10.82475 -10.81478 -11.90471 -10.26992 -10.98099 -8.953534 -8.764354 -7.850384 -6.887277 -7.7963 -4.179363 -5.307415 -4.913281 -5.545767 -3.47509 -2.828477 -3 
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UV-vis spectra change of AzPh 6 and 7 upon the addition of TFA.
UV-vis spectra of DPP derivatives in thin film.
Fi g ure S5 . UV -vis s p ectra in CH 2 Cl 2 of AzPh 6 and 7 fo r neutral state ( solid line ) and u p on the addition of ca. 1000 e q uiv of TFA ( dashed line ) . Inset: p hoto g ra p hs in the neutral state ( left ) and after p rotonation b y TFA ( ri g ht ) .
Fi g ure S6 . UV -vis s p ectra in solution-cast thin fil ms of 1-AzDPP 1, 2-AzDPP 2, DPP 4, and N p DPP 5. 
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